Synthesis of monomer
Scheme S1. Synthesis of 2b. (a) Pd(PPh3)4, Na2CO3, 2,6-dimethoxyphenylboronic acid, 1,4-dioxane/water; (b) BBr3, CH2Cl2, then water; (c) PPh3, DIAD, 3-butene-1-ol, THF, high concentration/sonication method; (d) 2 nd Generation Grubbs catalyst, CH2Cl2; (e)
Wilkinson's catalyst, H2, THF/t-BuOH; (f) n-BuLi, THF, then, CBr4; (g) Pd(PPh3)2Cl2, 2-tributylstannyl-3,4-ethylenedioxythiophene, DMF.
Synthesis of a sheathed linearly conjugated bithiophene is described previously (K. Sugiyasu et al. J. Am. Chem. Soc. 2010, 132, 14754) , and similarly, a sheathed cross-conjugated bithiophene 2 was obtained. 11, 136.66, 129.15, 128.64, 128.58, 124.11, 112.18, 103.99, 55.38 Figure S2 . 13 C-NMR spectrum of 1b (100 MHz, CDCl3, 298 K). Figure S3 . 1 H-NMR spectrum of 2b (400 MHz, CDCl3, 298 K). 
